Introduction
The incorporation of fluorine atoms into a heterocyclic nitrogen molecule frequently provides properties of pharmacological interest as compared to their non-fluorinated analogs [1] - [5] . Also, bonded phosphorus atoms with S, O, N and C-atoms of heterocyclic systems enhance their important properties as herbicides, pesticides and insecticides [6] - [11] . On the other hand, 3-thioxo-1,2,4-triazin-5-one derivatives and their N-and S-alkyl derivatives have gained considerable attention due to their well as medicinal utility such as anti-HIV, anti AIDS and anticancer agents [12] - [16] . Literature reveals that no reports of a molecular scaffold containing these important cores. With this based upon these observations. The present work aims to synthesis and chemical reactivity of 1,2,4-triazinone bearing, fluorine, phosphorus and sulfur atoms through alkylation reactions and the new systems as Molluscicidal agents against Biomophalaria Alexandrina snails by removal from the wastewater (Clean water).
Experimental
Melting points were determined with an electro-thermal Bibbly Stuart Scientific Melting point SMPI (UK). A Perkin Elmer (Lambda EZ-210) double beam spectrophotometer (190 -1100 nm) used for recording the electronic spectra. A Perkin Elmer model RXI-FT-IR 55,529 cm −1 used for recording the IR spectra (EtOH as solvents). A Brucker advance DPX 400 MHz using TMS as an internal standard for recording the 1 H/ 13 C NMR spectra in deuterated DMSO (δ in ppm). AGC-MS-QP 1000 Ex model is used for recording the mass spectra. Hexafluorobenzene was used as external standard for 19 F NMR at 8425 MHz and 31 P (in CDCl 3 , 101.25 MHz) [17] . Elemental analysis was performed on Micro Analytical Center of National Reaches Center-Dokki, Cairo, Egypt. Compound 1 was prepared according the reported method [14] and compound 15 as procedure published [18] .
6-(5'-Fluor phenyl)2'amino-3-thioxo-1,2,4-triazine-5(2H, 4H)one (1)
Equimolar mixture of 5-fluoroisatin (in 100 ml NaOH, 5%) and thiosemicarbazide (in 10 ml H 2 O) reflux for 2 h, then cold and poured onto ice-HCl. The solid result was filtered off and crystallized from EtOH as yellow crystals to give 1. Schiff base ( 
Results and Discussion

Chemistry
A recent work on the synthesis and chemistry of bioactive sulfur bearing 1,2,4-triazinone moiety was reported [16] [19] . In continuation of this attitude the present investigation reports the synthesis of fluorine and phosphorus-substituted 6-amino-phenyl-3-thioxo-1,2,4-triazin-5-(2H, 4H) one (1) and study that behavior towards various alkylating agents. Treatment of 5-fluoroisatin with thiosemicarbozide in alkaline medium [14] [15] produced 6-(2'-amino-5'-fluorophenyl-3-thioxo-1,2,4-triazin-5-(2H'4H) one (1) . Warm compound 1 with triphenylphosphine in acetonitrile produced the yield 2 (Scheme 1).
In the imino [yield, 2] a negative charge of nitrogen is bonded to positive charge of phosphorus stabilized by partial overlap of the filled N-P orbital. This stabilization increase due to the charge on the α-carbon atom is spread by 1,2,4-triazine resonance. Abdel-Rahman [14] [15] reported that N-alkyl of 3-thioxo-1,2,4-triazinones exhibited a wide biological spectrum anti HIV and anticancer properties. Similarly, hydroxyl methylation of compound 2 by boil with formaldehyde-methanolproduced 2,4-di(hydroxylmethyl)-6-(5'fluoro-2'-triphenylphosphiniminophenyl)-3-thioxo-1,2,4-triazin-5-one (3). Also, reflux of compound 2 with secondary and primary amines such as piper dine, 4-fluoroaniline and 4-amino-antipyrine in the presence of formaldehyde methanol, furnished the Mannich bases 4 and 5 (Scheme 2).
Formation of 3 and 4 was may be as (Figure 1 ).
Scheme 1. Formation of compounds 1 & 2.
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Scheme 2. Formation of compounds 3 -5. Due to a higher nucleophilicity of sulfur atoms, the direct displacement of an acidic proton of mercapto group by a simple electrophile can be easily occur via treatment of compound 2 with haloacetic acids. Thus treatment of compound 2 with halo aliphatic acids such as mono/di/trichloroacetic acids in DMF afforded the substituted thiaacetic acids 6-8 (Scheme 3).
The multicomponent reaction (MCR) was considered as powerful synthetic tool for preparing target molecules of biological relevance in an efficient manner. Thus, treatment of compound 2 with active methylene reagents as chloroacetonitrile in warm DMF [20] Abdel-Rahman et al. [21] - [25] reported that thioethers, sulfide and sulfonic acid bearing a 1,2,4-triazine moieties. Exhibited a very interesting medicinal activity as anti-HIV and anticancer agents. Recently, Slawinski et al. [25] 
Elucidation the Former Structures
UV Spectra
The electronic conjugated molecule of compound 2 exhibited λ max at 310 nm while that of compounds 3 (363), 5a (364), 8 (359) and 16 (323) nm. A higher absorption bands of new acyclic systems than that of 2 confirm that N-and S-substitution were formed. On the other hand, the absorption bands of fused heterobicycle compounds 9 (352), 17 (347) and 10 (321) nm is higher than the start 2 (310) nm. This is attributing to extension of heteroconjugation of heterobicylic systems through a type of cylization.
IR Spectra
The new compounds obtained recorded the absorption bands at 1380 -1390, 1250 -1230 cm −1 due to presence of both P=N and C-F functional groups. Compounds 3-5 showed a lack of band at 3200 -3100 cm −1 for NH=OH of 1,2,4-triazinones, while that of compounds 6-8 and 10 recorded the absorption band at 3343 and 1643 cm −1 attributed to presence of 4 NH & 5 C=O of 1,2,4-triazinone. Only compounds 9-14 showed a lack of the absorption bands at 1200 -1100 cm −1 for C=S, which confirm that heterocyclization. In addition to the compounds 6-9 & 18, 20 exhibited a two absorption bands at ν 1700 and 1665 cm −1 due to the presence of two carbonyl groups. Also, IR absorption spectra of compounds 3-8, 9-10 and 16 recorded the absorption bands at ν 2975 and 2885 cm −1 1 H NMR spectra of 6-8 recorded δ at 12.7, 4.7 ppm for NH and OH protons, while that of 9 showed a signal at δ 10.5 and 8.5 ppm, attributed to OH and CH = of thiazole moiety. In addition to compound 10 recorded a signals at δ 13.90, 2.59 ppm for NH, CH 2 protons, while that of 2) 13 C NMR spectra of all the synthesized compounds showed a resonated signals at δ 180, 165 -163, 140 -138, 135 -121 and 112 p pm attributed to C=S, C=O, C=N, aromatic and C-F carbons. Also, 13 C NMR spectra of compounds 3-6, 9 and 10 recorded signals at δ 39 -33 ppm for CH 2 carbons. Only the compound 10 showed an additional signal at δ 112 p pm for C≡N carbon. Finally, 13 C NMR spectra of the entire compound exhibited a resonated signals at 77 -75 ppm for C5-C6 of 1,2,4-triazine [27] (Figure 2) .
3) 19 F NMR spectral study recorded a signal at δ −126 to −125 ppm.
4)
31 P NMR spectral study exhibited a signal at δ 30 -29 p pm attributed to P=N [17] .
Mass Fragmentation Study
Mass fragmentation pattern study of some selective synthesized compounds indicated that fused heterobiycyclic systems 11 have a more base peak, while that of acyclic structures 1and 16 have only base peak which indicate that their less stability. A higher stability of fused heterobicyclic systems is due to the delocalization of net charge over all the active centers (Figure 3 to Figure 5 ).
Molluscicidal Activity
Based upon the earlier work by Abdel-Rahman et al. [7] [16] on the synthesis of phosphono substituted-1,2,4- triazine derivative and their molluscicdal activities against Biomophalaria Alexandrina Snails responsible for Bilharziasis diseases, the prepared compounds were tested as killing of that snails ( shell in diameter 5 -8). The intermediate host of sohistosomamausoni in Giza Govern state that was not treated with molluscicides. The snails were adapted to laboratory conditions for two weeks before being used in toxicity tests to be sure that the snails are strong and healthy. Snails were kept in plastic aguaria filled with de chlorinated tap water at room temperature (25˚C -27˚C). Stock solution (500 μg•ml −1 ) of the tested compounds were synthesized in the least volume of ethanol and completed of the least volume of ethanol and completed to the required volume with de chlorinated tap water on the basis of weight volume. A series of more diluted solutions were then prepared following the instructions given by WHO organization [28] [29] . The result given in (Table 1 ) revealed that the high activity towards snails in the following sequences:
18 > 2 > 20 > 3 > 8 and 9 > 10 > 6 > 17 >> 5a and 5b > 7 > 14 at 100 ppm in compared with Baylucide as A. N. Al-Romaizan et al. standard reference. In general, the strong effect of the compounds 2, 3, 8, 18 and 20 is due to presence both the S-S, S-H and O-H functional groups which agree with bio-oxidation-reduction processes. The moderate effect of the compounds 5a, 6, 9, 10 and 17 is attributed to thioether and cyclic sulfur nitrogen systems. Finally, the lethal effect of the compounds 4, 5b, 7, 11 and 14 may be to absence of SH and/or OH of Mannich base and for thiazolotriazine systems which led to the inhibition of delocalization electron-density over all the center of systems. Also, presence of hetero-elements (F, P, S, O) and N elements in corporated with 1,2,4-trinazines led to increases of electro-negativity, over all the molecular structure and enhance the electrostatic force and hydrophobic properties [17] [18] [31]- [33] . Thus, total electron-barrier of molecular distribution of the evaluated systems synthesized led to highly inhibition of the enzymatic effect on the living processes for the tested snails by causing break of a vital cyclic of that snails, and enhance the possibility killing of these snails. QSAR study of the obtained resulted from (Table 1) , and based on the introduction of P, S and F in the synthesized 1,2,4-triazines, in compared with the mortality of tested snails, indicated that, increases of P and S percent % led to increase of mortality, while, increase of F percentage % led to decrease of mortality of snails. Also, very high electronegative of fluorine atom can modify the electronic distribution in the molecule affecting its absorption distribution and metabolism. In conclusion, 3-thioxo-1,2,4-triazine-5-ones bearing an P, S and F elements and their related S-alkyl derivatives, enhance the mortality of snails, which cause Bilharziasis Diseases than that their non-fluorinated and non-phosphinated systems. Also, increases of P and S percentage % led to higher mortality of the tested snails, in hope to obtain more clean water from waste water.
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Conclusion
New fluorine substituted 6-(5'-fluoro-2'-triphenylphosphiniminophenyl) 3-thioxo-1,2,4-triazin-5 (2H, 4H) one (2) was obtained via Wittig's reaction of the corresponding 6-(5'-fluoro-2'-aminophenyl)-3-thioxo-1,2,4-triazinone (1). 3-thioxo-1,2,4-triazine-5-ones bearing an P, S and F elements and their related S-alkyl derivatives, enhance the mortality of snails, which cause Bilharziasis Diseases than that their non-fluorinated and non-phosphinated systems. Also, increases of P and S percentage % led to higher mortality of the tested snails, in hope to obtain more clean water from waste water.
